Biochars from spent olive stones were tested for the degradation of sulfamethoxazole (SMX) in water matrices. Batch degradation experiments were performed using sodium persulfate (SPS) as the source of radicals in the range 250-1500 mg/L, with biochar as the SPS activator in the range 100-300 mg/L and SMX as the model micro-pollutant in the range 250-2000 µg/L. Ultrapure water (UPW), bottled water (BW), and secondary treated wastewater (WW) were employed as the water matrix. Removal of SMX by adsorption only was moderate and favored at acidic conditions, while SPS alone did not practically oxidize SMX. At these conditions, biochar was capable of activating SPS and, consequently, of degrading SMX, with the pseudo-first order rate increasing with increasing biochar and oxidant concentration and decreasing SMX concentration. Experiments in BW or UPW spiked with various anions showed little or no effect on degradation. Similar experiments in WW resulted in a rate reduction of about 30%, and this was attributed to the competitive consumption of reactive radicals by non-target water constituents. Experiments with methanol and t-butanol at excessive concentrations resulted in partial but generally not complete inhibition of degradation; this indicates that, besides the liquid bulk, reactions may also occur close to or on the biochar surface.
Introduction
Over the past decades, the occurrence of harmful xenobiotic compounds in the environment has constantly been increasing. This causes a number of serious problems related to human health, the quality of surface-and groundwaters, and generally, ecosystem protection. Thus, much work has been performed for the remediation of sites contaminated by persistent pollutants [1, 2] .
Amongst different classes of pollutants, pharmaceuticals and especially antibiotics have attracted the interest of the scientific community due to adverse effects associated with their existence in water bodies [3] . In particular, many scientists alarmingly state that exposure to antibiotics can lead to increased antimicrobial resistance [4] . It is, therefore, not surprising that a large number of studies deal with the removal of common antibiotics, such as sulfamethoxazole (SMX) and amoxicillin, with different physicochemical processes, such as photocatalysis [5] , ozonation [6] , Fenton-like reaction [7] , electrochemical oxidation [8] , and sonochemistry [9] .
Results and Discussion

Biochar Properties
The thermogravimetric analysis (TGA) curve of the prepared biochar is shown in Figure 1 . As can be seen, there is a significant mass loss of about 10% starting at about 100 • C. This is due to water and moisture content that has been adsorbed in the biochar. Between 450 and 600 • C, the biochar is almost completely burned, while only a small amount (ca. 7%) corresponding to minerals remains. The carbonaqueous phase is almost homogeneous, as can be seen from the differential curve of the TGA results. Figure 2 presents the titration curves for a blank solution and the biochar suspension. The point of zero charge coincides with the section point between these two curves, which is at around 3. The rather expected acidic character of the biochar has to do with the increased oxygen content of the starting biomass and the limited O 2 atmosphere in the pyrolysis step. Oxygen helps the formation of surface groups with acidic behavior, while the presence of minerals at low concentrations (see Figure 1 ) is also consistent with the reduced sample basicity. Interestingly, the biochar surface does not exchange significant amounts of H + at pH > 3, as can be seen from the titration curve in the 10 > pH > 4 region, as well as in the inset of Figure 2 . The inset of Figure 2 represents the amount of H + consumed by the surface groups. As a result, the total negative charge of the surface is not expected to be high at pH > 3.
The specific surface area (SSA) of the sample was measured equal to 50 m 2 /g using the BET equation. The microporous surface area, calculated with the t-plot method, was found equal to 44 m 2 /g. The pore size distribution is presented in Figure 3 . The microporous has a diameter of 2 nm, Catalysts 2019, 9, 419 3 of 14 while there are some mesoporous-macroporous with an average diameter greater than 160 nm. Almost no mesoporous was observed in the range of 5-100 nm. Figure 2 presents the titration curves for a blank solution and the biochar suspension. The point of zero charge coincides with the section point between these two curves, which is at around 3. The rather expected acidic character of the biochar has to do with the increased oxygen content of the starting biomass and the limited O2 atmosphere in the pyrolysis step. Oxygen helps the formation of surface groups with acidic behavior, while the presence of minerals at low concentrations (see Figure  1 ) is also consistent with the reduced sample basicity. Interestingly, the biochar surface does not exchange significant amounts of H + at pH > 3, as can be seen from the titration curve in the 10 > pH > 4 region, as well as in the inset of Figure 2 . The inset of Figure 2 represents the amount of H + consumed by the surface groups. As a result, the total negative charge of the surface is not expected to be high at pH > 3. Figure 2 presents the titration curves for a blank solution and the biochar suspension. The point of zero charge coincides with the section point between these two curves, which is at around 3. The rather expected acidic character of the biochar has to do with the increased oxygen content of the starting biomass and the limited O2 atmosphere in the pyrolysis step. Oxygen helps the formation of surface groups with acidic behavior, while the presence of minerals at low concentrations (see Figure  1 ) is also consistent with the reduced sample basicity. Interestingly, the biochar surface does not exchange significant amounts of H + at pH > 3, as can be seen from the titration curve in the 10 > pH > 4 region, as well as in the inset of Figure 2 . The inset of Figure 2 represents the amount of H + consumed by the surface groups. As a result, the total negative charge of the surface is not expected to be high at pH > 3. The specific surface area (SSA) of the sample was measured equal to 50 m 2 /g using the BET equation. The microporous surface area, calculated with the t-plot method, was found equal to 44 m 2 /g. The pore size distribution is presented in Figure 3 . The microporous has a diameter of 2 nm, while there are some mesoporous-macroporous with an average diameter greater than 160 nm. Almost no mesoporous was observed in the range of 5-100 nm. Representative SEM images in Figures 4a and b show that the surface is covered with deposits. Due to the moderate SSA and the absence of mesoporosity, the content of these deposits is not expected to be significant since it is limited to the external surface area in accordance with the TGA Representative SEM images in Figure 4a ,b shows that the surface is covered with deposits. Due to the moderate SSA and the absence of mesoporosity, the content of these deposits is not expected to be significant since it is limited to the external surface area in accordance with the TGA results. EDS analysis (Figure 4c ) shows that C and O, respectively, comprise almost 90% and 6% in atomic ratio, while the two elements account for almost 90% of the total mass. Other elements detected are K, Ca, Na, Mg, Si, and Cl, with Cl (1.53% atomic ratio), Na (0.9% atomic ratio), and K (0.6% atomic ratio) existing in higher amounts. Representative SEM images in Figures 4a and b show that the surface is covered with deposits. Due to the moderate SSA and the absence of mesoporosity, the content of these deposits is not expected to be significant since it is limited to the external surface area in accordance with the TGA results. EDS analysis (Figure 4c ) shows that C and O, respectively, comprise almost 90% and 6% in atomic ratio, while the two elements account for almost 90% of the total mass. Other elements detected are K, Ca, Na, Mg, Si, and Cl, with Cl (1.53% atomic ratio), Na (0.9% atomic ratio), and K (0.6% atomic ratio) existing in higher amounts. The FTIR spectrum of the biochar ( Figure 5 ) exhibits a wide band at 3436 cm −1 and a peak at 1045 cm −1 mainly due to H 2 O content, in accordance with TGA results and surface C-OH groups. The aromatic character is not significant as evidenced by the absence of peaks above 3000 cm −1 (C−H in aromatic compounds). The low intensity of the peaks in the region 1000-1800 cm −1 is characteristic of the heterogeneity of the biochar. The peak at 1580 cm −1 can be attributed to C=C with conjugation of π electrons [31] by functional groups with high electronegativity. Finally, the peak at 1742 cm −1 can be assigned to C=O groups, while the peaks at 2922 and 2846 cm −1 are due to C-H bonds [32, 33] . The FTIR spectrum of the biochar ( Figure 5 ) exhibits a wide band at 3436 cm -1 and a peak at 1045 cm −1 mainly due to H2O content, in accordance with TGA results and surface C-OH groups. The aromatic character is not significant as evidenced by the absence of peaks above 3000 cm −1 (C−H in aromatic compounds). The low intensity of the peaks in the region 1000-1800 cm −1 is characteristic of the heterogeneity of the biochar. The peak at 1580 cm −1 can be attributed to C=C with conjugation of π electrons [31] by functional groups with high electronegativity. Finally, the peak at 1742 cm -1 can be assigned to C=O groups, while the peaks at 2922 and 2846 cm -1 are due to C-H bonds [32, 33] . The XRD pattern of the biochar ( Figure 6 ) clearly shows the amorphous carbon phase with a wide peak at 25°. This peak is typical of a carbonaceous material with a less ordered structure due to pyrolysis. The intense sharp peaks are identified as halite, and this is supported by the EDS analysis The XRD pattern of the biochar ( Figure 6 ) clearly shows the amorphous carbon phase with a wide peak at 25 • . This peak is typical of a carbonaceous material with a less ordered structure due to pyrolysis. The intense sharp peaks are identified as halite, and this is supported by the EDS analysis shown in Figure 4c . 4000 3500 3000 2500 2000 1500 1000 500
Wavenumbers (cm -1 ) Figure 5 . The FTIR spectrum of the biochar.
The XRD pattern of the biochar ( Figure 6 ) clearly shows the amorphous carbon phase with a wide peak at 25°. This peak is typical of a carbonaceous material with a less ordered structure due to pyrolysis. The intense sharp peaks are identified as halite, and this is supported by the EDS analysis shown in Figure 4c . Intensity a.u.
2 theta ( o ) Figure 6 . The XRD pattern of the biochar.
Adsorption Capacity
The adsorption isotherm of SMX at pH = 6.5 and ambient temperature is shown in Figure 7 . 
The adsorption isotherm of SMX at pH = 6.5 and ambient temperature is shown in Figure 7 . As can be seen, SMX concentrations up to 500 μg/L can saturate the surface with the adsorption maximum being about 150 μg/g of the biochar (BC). The amount of adsorbed SMX on biochar in the range 100-300 mg/L is almost constant and equal to 8%, leaving more than 90% of SMX in the solution (data not shown). The starting solution pH was 5.8 and slightly increased after sorption to 6.5-7. This pH shift is typical of an anion sorption behavior, implying that the adsorption of SMX is closely related to the negative charge of SMX. The pKa value of the sulfonamide group of SMX is about 5.7 and the isoelectric point 4.5. Generally, at pH values <1.4, SMX exists as a cation with the terminal -NH2 group being protonated, while at a pH >5.8, SMX is negatively charged with deprotonation of -NH in the sulfonoamido group. On the other hand, SMX is characterized by a low positive charge and can be considered as neutral at 1.4 < pH < 5.8 [34, 35] .
Briefly, when an anion concentration increases in the interfacial region, the surface releases OH − into the solution to partially neutralize the negative charge of the surface. The increment of pH results in a more negatively charged surface as well as more negatively charged SMX species and thus a lower deposition of SMX onto the biochar surface. Even if SMX interacts with the C=C bonds, as has been reported in the literature [36] , the negative charge increases and should be partially neutralized. As can be seen, SMX concentrations up to 500 µg/L can saturate the surface with the adsorption maximum being about 150 µg/g of the biochar (BC). The amount of adsorbed SMX on biochar in the range 100-300 mg/L is almost constant and equal to 8%, leaving more than 90% of SMX in the solution (data not shown). The starting solution pH was 5.8 and slightly increased after sorption to 6.5-7. This pH shift is typical of an anion sorption behavior, implying that the adsorption of SMX is closely related to the negative charge of SMX. The pK a value of the sulfonamide group of SMX is about 5.7 and the isoelectric point 4.5. Generally, at pH values <1.4, SMX exists as a cation with the terminal -NH 2 group being protonated, while at a pH >5.8, SMX is negatively charged with deprotonation of -NH in the sulfonoamido group. On the other hand, SMX is characterized by a low positive charge and can be considered as neutral at 1.4 < pH < 5.8 [34, 35] .
Briefly, when an anion concentration increases in the interfacial region, the surface releases OH − into the solution to partially neutralize the negative charge of the surface. The increment of pH results
Catalysts 2019, 9, 419 6 of 14 in a more negatively charged surface as well as more negatively charged SMX species and thus a lower deposition of SMX onto the biochar surface. Even if SMX interacts with the C=C bonds, as has been reported in the literature [36] , the negative charge increases and should be partially neutralized.
The influence of the solution pH on the adsorption is significant. As can be seen in Figure 8 , the deposition of SMX is rather low at high pH (i.e., final pH > 7), while it is significant at low pH in accordance with the literature [37, 38] . Since the pzc of the biochar is 3 and the isoelectric point of SMX 4.5, both the surface and SMX are negatively charged at high pH values, so adsorption is not favored. Two experiments were performed at an initial pH value of 5.7: one was buffered at this value, while the other was left uncontrolled reaching a final value of 7.2. In the latter case, SMX adsorption is evidently slower than in the former, thus pointing out the significance of pH. Fast adsorption occurs at pH = 3, where the biochar has almost zero charge and has the ability to consume a significant amount of H + ions without altering the solution pH, while SMX is slightly positively charged and therefore can approach the surface and become adsorbed. The ability of biochar to consume H + in this pH region helps the sorption process, which can be either electrostatic, due to the different charged surface sites and SMX molecules, or due to the reaction of SMX with the surface -OH groups. On the other hand, the biochar surface exhibits small differences at 4 < pH < 10, showing a small degree of H + consumption. At higher than pzc, the surface is charged negatively releasing H + in the solution and thus lowering the solution pH and making SMX less negative, both of which help the deposition of SMX onto the biochar surface. At pH = 5.7, the total negative surface charge of biochar is less than it is at pH = 9, and the SMX is also less negative. Therefore, it is easier for SMX to approach the surface and become sorbed. In the 4 < pH < 10 region, deposition is not electrostatic but probably involves surface reactions between surface groups and SMX or hydrogen bonding due to high -O content of the biochar. As pH increases, SMX deposition becomes more difficult, and equilibrium is reached more slowly. This explains why the adsorption/deposition of SMX onto the biochar surface is almost the same at pH 7-7.7 regardless of the starting pH. In a buffer system, there are no changes in pH, while the speciation of SMX and the surface of biochar are not altered during deposition. The pH value remains low and the deposition is higher, as can be seen in Figure 8 .
Oxidative Degradation of SMX
2.3.1. Effect of Biochar, Sodium Persulfate, and SMX Concentration Figure 9 shows the effect of biochar concentration on SMX degradation in the presence of sodium persulfate (SPS). The concentration profiles are normalized against the equilibrium concentration of SMX, Ceq, after adsorption for 15 min. On the other hand, the biochar surface exhibits small differences at 4 < pH < 10, showing a small degree of H + consumption. At higher than pzc, the surface is charged negatively releasing H + in the solution and thus lowering the solution pH and making SMX less negative, both of which help the deposition of SMX onto the biochar surface. At pH = 5.7, the total negative surface charge of biochar is less than it is at pH = 9, and the SMX is also less negative. Therefore, it is easier for SMX to approach the surface and become sorbed. In the 4 < pH < 10 region, deposition is not electrostatic but probably involves surface reactions between surface groups and SMX or hydrogen bonding due to high -O content of the biochar. As pH increases, SMX deposition becomes more difficult, and equilibrium is reached more slowly. This explains why the adsorption/deposition of SMX onto the biochar surface is almost the same at pH 7-7.7 regardless of the starting pH. In a buffer system, there are no changes in pH, while the speciation of SMX and the surface of biochar are not altered during deposition. The pH value remains low and the deposition is higher, as can be seen in Figure 8 .
2.3.1. Effect of Biochar, Sodium Persulfate, and SMX Concentration Figure 9 shows the effect of biochar concentration on SMX degradation in the presence of sodium persulfate (SPS). The concentration profiles are normalized against the equilibrium concentration of SMX, C eq , after adsorption for 15 min. Persulfate alone, although a mild oxidant itself, is not capable of degrading SMX to an appreciable extent, leading to ca. 10% removal after 75 min of reaction. Similarly, the extent of adsorption onto 300 mg/L biochar without oxidant is not considerable, and this is consistent with the adsorption data shown in Figure 8 for experiments at neutral conditions (i.e., the pH changed from 5.7 to 7.3 during the adsorption experiment shown in Figure 9 ). The simultaneous use of biochar and oxidant is evidently beneficial for SMX degradation, leading to 65-70% conversion after 75 min at either of the three biochar concentrations tested; this said, it appears that the effect of concentration is more pronounced during the early stages of the reaction (i.e., 15 min) as conversion takes values of 22%, 30%, and 47% at 100, 200, and 300 mg/L of biochar, respectively. Persulfate alone, although a mild oxidant itself, is not capable of degrading SMX to an appreciable extent, leading to ca. 10% removal after 75 min of reaction. Similarly, the extent of adsorption onto 300 mg/L biochar without oxidant is not considerable, and this is consistent with the adsorption data shown in Figure 8 for experiments at neutral conditions (i.e., the pH changed from 5.7 to 7.3 during the adsorption experiment shown in Figure 9 ). The simultaneous use of biochar and oxidant is evidently beneficial for SMX degradation, leading to 65-70% conversion after 75 min at either of the three biochar concentrations tested; this said, it appears that the effect of concentration is more pronounced during the early stages of the reaction (i.e., 15 min) as conversion takes values of 22%, 30%, and 47% at 100, 200, and 300 mg/L of biochar, respectively. Persulfate alone, although a mild oxidant itself, is not capable of degrading SMX to an appreciable extent, leading to ca. 10% removal after 75 min of reaction. Similarly, the extent of adsorption onto 300 mg/L biochar without oxidant is not considerable, and this is consistent with the adsorption data shown in Figure 8 for experiments at neutral conditions (i.e., the pH changed from 5.7 to 7.3 during the adsorption experiment shown in Figure 9 ). The simultaneous use of biochar and oxidant is evidently beneficial for SMX degradation, leading to 65-70% conversion after 75 min at either of the three biochar concentrations tested; this said, it appears that the effect of concentration is more pronounced during the early stages of the reaction (i.e., 15 min) as conversion takes values of 22%, 30%, and 47% at 100, 200, and 300 mg/L of biochar, respectively. Adsorption alone is insignificant, but the extent of degradation increases with increasing oxidant concentration up to 1000 mg/L and remains practically constant thereafter. On the assumption that SMX degradation follows a pseudo-first order kinetic expression, the logarithm of the normalized concentration profiles can be plotted against time to compute the respective apparent rate constants; these are equal to 5.4 × 10 −3 , 9.4 × 10 −3 , 13.3 × 10 −3 , and 12.2 × 10 −3 min −1 for the runs at 250, 500, 1000, and 1500 mg/L SPS, respectively. Although increased oxidant concentrations will expectedly generate more radicals, i.e., SO 4 • − and OH•, this may be counterbalanced by a stronger competitive adsorption between SMX and SPS for the biochar's active sites. Furthermore, radicals in excess may suffer partial scavenging and be converted to less reactive species, such as S 2 O 8 • − and O 2 [39] .
The effect of initial SMX concentration in the range 250-2000 µg/L on its degradation is depicted in Figure 11 .
SMX degradation follows a pseudo-first order kinetic expression, the logarithm of the normalized concentration profiles can be plotted against time to compute the respective apparent rate constants; these are equal to 5.4 10 −3 , 9.4 10 −3 , 13.3 10 −3 , and 12.2 10 −3 min −1 for the runs at 250, 500, 1000, and 1500 mg/L SPS, respectively. Although increased oxidant concentrations will expectedly generate more radicals, i.e., SO4 − and OH, this may be counterbalanced by a stronger competitive adsorption between SMX and SPS for the biochar's active sites. Furthermore, radicals in excess may suffer partial scavenging and be converted to less reactive species, such as S2O8 − and O2 [39] .
The effect of initial SMX concentration in the range 250-2000 μg/L on its degradation is depicted in Figure 11 . Degradation is clearly retarded at higher substrate concentrations and the apparent rate constants are computed equal to 17.9 10 −3 , 13.3 10 −3 , 9.7 10 −3 , and 5.6 10 −3 min −1 for the runs at 250, 500, 1000, and 2000 μg/L SMX, respectively. These results clearly show that the reaction is not truly first order (although data fitting is still satisfactory) since the rate constant depends on the initial concentration. The fact that the constant decreases with increasing SMX concentration indicates that the reaction shifts towards orders lower than first, reaching eventually the zeroth order. The rationale behind this is associated with the concentration of reactive species relative to the substrate. At a fixed set of operating conditions (i.e., the concentration of biochar and oxidant, pH, water matrix), the concentration of the generated radicals is expected to be nearly constant (this is particularly true at the early stages of the reaction), so the critical factor determining kinetics would be the substrate concentration. As the latter increases, lower rates will occur [30] .
The Water Matrix Effect
All the experiments described so far were performed in UPW, thus ignoring the possible interactions of the inorganic and organic species typically found in real water matrices. In this respect, additional experiments were performed spiking bottled water (BW) and secondary treated wastewater (WW) with 500 μg/L SMX to study its degradation in the presence of 200 mg/L biochar and 1000 mg/L SPS. Interestingly, SMX degradation in BW was as fast as it was in UPW, with the respective rate constants being identical (13.4 ± 0.1 10 −3 min −1 ), but it decreased by about 30% in WW with a rate constant of 9.3 10 −3 min −1 (constants were computed from the respective concentration- Degradation is clearly retarded at higher substrate concentrations and the apparent rate constants are computed equal to 17.9 × 10 −3 , 13.3 × 10 −3 , 9.7 × 10 −3 , and 5.6 × 10 −3 min −1 for the runs at 250, 500, 1000, and 2000 µg/L SMX, respectively. These results clearly show that the reaction is not truly first order (although data fitting is still satisfactory) since the rate constant depends on the initial concentration. The fact that the constant decreases with increasing SMX concentration indicates that the reaction shifts towards orders lower than first, reaching eventually the zeroth order. The rationale behind this is associated with the concentration of reactive species relative to the substrate. At a fixed set of operating conditions (i.e., the concentration of biochar and oxidant, pH, water matrix), the concentration of the generated radicals is expected to be nearly constant (this is particularly true at the early stages of the reaction), so the critical factor determining kinetics would be the substrate concentration. As the latter increases, lower rates will occur [30] .
All the experiments described so far were performed in UPW, thus ignoring the possible interactions of the inorganic and organic species typically found in real water matrices. In this respect, additional experiments were performed spiking bottled water (BW) and secondary treated wastewater (WW) with 500 µg/L SMX to study its degradation in the presence of 200 mg/L biochar and 1000 mg/L SPS. Interestingly, SMX degradation in BW was as fast as it was in UPW, with the respective rate constants being identical (13.4 ± 0.1 × 10 −3 min −1 ), but it decreased by about 30% in WW with a rate constant of 9.3 × 10 −3 min −1 (constants were computed from the respective concentration-time profiles, which are not shown for brevity. The same also happens for the experiments with various anions and HA spiked in UPW).
Since bicarbonate is the dominant, in terms of concentration, anion in waters, experiments were performed in UPW adding bicarbonate in the range 50-250 mg/L; the rate constant decreased from 13.3 × 10 −3 in UPW to 11.8 × 10 −3 , 8.9 × 10 −3 , and 8.4 × 10 −3 min −1 at 50, 100, and 250 mg/L bicarbonate, respectively. Similarly, experiments were performed adding chloride or nitrate in UPW; the addition of chloride at 50-250 mg/L slightly retarded the SMX degradation with a rate constant equal to 11.5 ± 0.3 × 10 −3 min −1 , while the addition of nitrate at 50-250 mg/L slightly enhanced degradation with a rate constant equal to 15.1 ± 1 × 10 −3 min −1 . These results are in agreement with those in BW Catalysts 2019, 9, 419 9 of 14 that contains, amongst others, bicarbonate, chloride, and nitrate anions; although the radicals formed through SPS activation may partly be scavenged by either of these anions, the formation of secondary oxidizing species (e.g., carbonate or chloride radicals) cannot be disregarded, thus compensating for the undesired radical consumption.
An additional experiment was performed adding 10 mg/L humic acid in UPW to simulate the organic content of the WW sample. The addition of HA had a mild negative effect on SMX degradation with a rate constant equal to 10.9 × 10 −3 min −1 , in line with the results in WW. Non-target organic species in water may either react with the relatively non-selective radicals or/and compete with the substrate for the surface active sites. Figure 12a shows temporal SMX profiles normalized against initial (solid lines) and equilibrium (dotted lines) SMX concentrations for UPW and WW. In the case of WW, the two lines practically overlap, implying that SMX adsorption is very low. On the other hand, adsorption partially contributes to SMX removal in UPW, and this contribution is more pronounced during the early stages of the reaction. This implies that non-target matrix components in WW compete with SMX for the active sites. Figure 12b shows the temporal profile of the logarithm of the SMX concentration ratio in UPW and WW. The dependence of the above parameter (the logarithm arises from the fact that the reaction is modeled as pseudo-first order) on time is linear, indicating that the mechanism of degradation is common for the two water matrices. Therefore, the lower degree of degradation in WW can be attributed to the interactions of SPS with non-target matrix components that have competitively been adsorbed on the biochar surface and the subsequent consumption of the generated radicals.
An additional experiment was performed adding 10 mg/L humic acid in UPW to simulate the organic content of the WW sample. The addition of HA had a mild negative effect on SMX degradation with a rate constant equal to 10.9 10 −3 min −1 , in line with the results in WW. Non-target organic species in water may either react with the relatively non-selective radicals or/and compete with the substrate for the surface active sites. Figure 12a shows temporal SMX profiles normalized against initial (solid lines) and equilibrium (dotted lines) SMX concentrations for UPW and WW. In the case of WW, the two lines practically overlap, implying that SMX adsorption is very low. On the other hand, adsorption partially contributes to SMX removal in UPW, and this contribution is more pronounced during the early stages of the reaction. This implies that non-target matrix components in WW compete with SMX for the active sites. Figure 12b shows the temporal profile of the logarithm of the SMX concentration ratio in UPW and WW. The dependence of the above parameter (the logarithm arises from the fact that the reaction is modeled as pseudo-first order) on time is linear, indicating that the mechanism of degradation is common for the two water matrices. Therefore, the lower degree of degradation in WW can be attributed to the interactions of SPS with non-target matrix components that have competitively been adsorbed on the biochar surface and the subsequent consumption of the generated radicals. 
The Role of Radical Scavengers
In an attempt to evaluate indirectly the role of sulfate and hydroxyl radicals on SMX degradation, experiments were conducted in UPW, adding methanol or t-butanol in excess (i.e., 10 and 100 g/L). Both alcohols act as radical scavengers; methanol reacts with both sulfate and hydroxyl radicals at comparable rates, while t-butanol reacts preferentially with hydroxyl radicals [40, 41] . As seen in Figure 13a , SMX degradation is only partly impeded in the presence of methanol, with the rate constant decreasing by about 25% and 40% at 10 and 100 g/L alcohol, respectively. The 
In an attempt to evaluate indirectly the role of sulfate and hydroxyl radicals on SMX degradation, experiments were conducted in UPW, adding methanol or t-butanol in excess (i.e., 10 and 100 g/L). Both alcohols act as radical scavengers; methanol reacts with both sulfate and hydroxyl radicals at comparable rates, while t-butanol reacts preferentially with hydroxyl radicals [40, 41] . As seen in Figure 13a , SMX degradation is only partly impeded in the presence of methanol, with the rate constant decreasing by about 25% and 40% at 10 and 100 g/L alcohol, respectively. The detrimental effect of t-butanol (Figure 13b ) is more pronounced with the rate constant decreasing by about 45% at 10 g/L, while the reaction is completely hindered at 100 g/L. These findings may imply that (i) hydroxyl radicals dominate over sulfate radicals, and/or (ii) reactions occur not only in the liquid bulk but also in the vicinity of the biochar surface, where adsorption becomes important; this is consistent with the fact that SMX adsorption is not affected in the presence of methanol, but it is completely hindered in the presence of t-butanol. about 45% at 10 g/L, while the reaction is completely hindered at 100 g/L. These findings may imply that (i) hydroxyl radicals dominate over sulfate radicals, and/or (ii) reactions occur not only in the liquid bulk but also in the vicinity of the biochar surface, where adsorption becomes important; this is consistent with the fact that SMX adsorption is not affected in the presence of methanol, but it is completely hindered in the presence of t-butanol. 
Materials and Methods
Preparation of Biochar
The biochar used in this study was prepared from olive stones, the main by-product of the oliveoil-and table-olive-producing companies. They were dried overnight at 50 °C and then heated up to 850 °C in a limited amount of air. The yield to biochar was 22% due to the high calcination temperature [27] .
Chemicals
Sulfamethoxazole (SMX, C10H11N3O3S, analytical standard, CAS number: 723-46-6) and sodium persulfate (SPS, Na2S2O8, 99+%, CAS number: 7775-27-1) were purchased from Sigma-Aldrich, St. Louis, MO, USA. Acetonitrile (99.9 wt %), humic acid (HA, technical grade), sodium hydroxide (98 wt %), and sulfuric acid (95 wt %) were also obtained from Sigma Aldrich. Methanol (99.9%) and tbutanol (99%) were purchased from Fluka, Loughborough, England.
Experimental Procedures
Experiments were conducted in a cylindrical glass reaction vessel of a 250 mL capacity that was open to the atmosphere (open air equilibrium). A stock SMX solution was prepared in ultrapure water (UPW), and a measured volume was mixed with the water matrix to achieve the desired SMX concentration (from 250 to 2000 μg/L). The range of SMX concentrations tested was chosen so that at least 90% of SMX conversion could be measured. The solution was then supplemented with SPS to achieve the desired concentration of up to 1500 mg/L biochar to start the reaction under magnetic stirring (400 rpm) and at ambient temperature. Samples of 1.2 mL were periodically withdrawn from the vessel (every 2.5 min in the first 10 min of reaction and every 15 min from 15 to 120 min of reaction), filtered and analyzed by liquid chromatography. In most experiments, UPW (pH = 6; 0.056 μS/cm conductivity) was the water matrix, while some experiments were also performed in bottled water (BW, pH = 7.5; 396 μS/cm conductivity; 211 mg/L bicarbonates; 15 mg/L sulfates; 9.8 mg/L chlorides) and secondary treated wastewater (WW, pH = 8; 7 mg/L total organic carbon; 4.5 mg/L total suspended solids; 21 mg/L chemical oxygen demand; 311 μS/cm conductivity; 30 mg/L sulfates; 0.44 mg/L chlorides). Unless otherwise stated, experiments were performed at the matrix's inherent 
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Experimental Procedures
Experiments were conducted in a cylindrical glass reaction vessel of a 250 mL capacity that was open to the atmosphere (open air equilibrium). A stock SMX solution was prepared in ultrapure water (UPW), and a measured volume was mixed with the water matrix to achieve the desired SMX concentration (from 250 to 2000 µg/L). The range of SMX concentrations tested was chosen so that at least 90% of SMX conversion could be measured. The solution was then supplemented with SPS to achieve the desired concentration of up to 1500 mg/L biochar to start the reaction under magnetic stirring (400 rpm) and at ambient temperature. Samples of 1.2 mL were periodically withdrawn from the vessel (every 2.5 min in the first 10 min of reaction and every 15 min from 15 to 120 min of reaction), filtered and analyzed by liquid chromatography. In most experiments, UPW (pH = 6; 0.056 µS/cm conductivity) was the water matrix, while some experiments were also performed in bottled water (BW, pH = 7.5; 396 µS/cm conductivity; 211 mg/L bicarbonates; 15 mg/L sulfates; 9.8 mg/L chlorides) and secondary treated wastewater (WW, pH = 8; 7 mg/L total organic carbon; 4.5 mg/L total suspended solids; 21 mg/L chemical oxygen demand; 311 µS/cm conductivity; 30 mg/L sulfates; 0.44 mg/L chlorides). Unless otherwise stated, experiments were performed at the matrix's inherent pH; in some experiments, the initial pH was adjusted or buffered. Most of the experiments were performed in duplicate, and mean values (<5% difference) are quoted as results.
The general kinetic model for a n-th order reaction rate is as follows:
where C is the concentration of SMX, k app the apparent rate constant, and n is the reaction order. The value of k app can be calculated from the slope of the integrated form of Equation (1) . For the case of zeroth order reaction (n = 0), the integrated form of Equation (1) becomes
where C o is the initial concentration of SMX. For the case of a first order reaction (n = 1), the integrated form of Equation (1) becomes
High Performance Liquid Chromatography (HPLC)
SMX was analyzed by chromatography using an Alliance HPLC system equipped with a photodiode array detector (Waters 2996 Milford, PA, USA), a gradient pump (Waters 2695, Milford, PA, USA) for solvent delivery (0.35 mL/min), and a Kinetex C18 100A column (150 × 3 mm; 2.6 µm particle size) maintained at 45 • C. The isocratic mobile phase consisted of UPW (68%) and acetonitrile (32%). The SMX absorbance peaked at 270 nm, as determined from the corresponding UV-vis absorbance spectrum. The limits of SMX detection and quantitation were 6.9 and 20.7 µg/L, respectively [42] .
Physicochemical Characterization
The biochar was characterized by several techniques as follows: (i) Nitrogen adsorption isotherms were used at liquid N 2 temperature (Tristar 3000 porosimeter) for the determination of specific surface area (SSA), micropore surface area, and pore size distribution. (ii) X-ray diffraction (XRD) patterns were recorded in a Bruker D8 (Billerica, MA, USA) Advance diffractometer equipped with a nickel-filtered CuKa (1.5418 Å) radiation source. (iii) Surface topography images were obtained using scanning electron microscopy (SEM), EVO MA10 (ZEISS, Oberkochen, Germany), with high vacuum mode in which the chamber vacuum was 1 × 10 −5 mbar. The samples before SEM measurements were sputtered with an 18 nm Au thin film in order to avoid electron beam charging phenomena observed in non-conductive samples. For the highest resolution images, the lowest possible beam current used, which was 50 pA. (iv) Fourier transform infrared (FTIR) spectroscopy was performed using a Perkin Elmer Spectrum RX FTIR system. The measurement range was 4000-400 cm −1 . (v) Thermogravimetric analysis (TGA) was performed in a TGA Perkin Elmer system (Waltham, MA, USA) under air atmosphere, with a heating rate of 10 • C/min in the range 50-900 • C. (vi) To study the acid-base behavior of the biochar, potentiometric mass titration (PMT) was applied [43] . According to PMT, the pzc value of the biochar is the common intersection point of the titration curves of suspensions with different amounts of biochar and the titration curve of a blank solution. The latter contains exactly the same amounts of inert electrolyte and base solution without biochar. Applying the mass balance equation for the H + ions for each titration curve [44] , the H + consumption on the biochar surface was determined. More details about the techniques used can be found elsewhere [30] .
Conclusions
In this work, biochars from spent olive stones were synthesized, characterized, and tested for the activation of persulfate to reactive radicals and the subsequent degradation of a model antibiotic micro-pollutant in water matrices. The main conclusions of this study are as follows:
(1) Biochars are characterized by low pzc and mineral content and a moderate specific surface area; the latter is associated with a moderate capacity for SMX adsorption. (2) Adsorption is strongly affected by solution pH and is enhanced at acidic environments. (3) Biochars are capable of activating persulfate, thus inducing SMX oxidative degradation; the single use of either biochar (without oxidant) or oxidants (without biochar) does not practically contribute to SMX removal.
(4) Degradation rates depend on factors, such as biochar, oxidant, and substrate concentration. An increase in the concentration of the latter retards degradation, while the opposite occurs for the other two factors. (5) Environmental matrices such as bottled water and wastewater have no or a moderately detrimental effect on degradation; this is encouraging since the process could be applied in real life applications. (6) It appears that reactions occur both in the liquid bulk and in the vicinity of the biochar surface; this has indirectly been evidenced by the partial inhibition of SMX degradation in the presence of excessive amounts of alcohols in the liquid bulk (i.e., at concentrations 20,000-200,000 times greater than SMX). (7) Biochars from different biomass sources should be tested for persulfate activation and subsequent organic pollutant degradation to gain a more thorough understanding of the oxidation mechanism and tailor their properties according to specific environmental applications. 
